Introduction
Quite a number of liquid crystalline N-(4-walkyloxybenizilidene)-4'-w-alkylanilines and N-(4-nalkylbenzilidene)-4'-w-alkoxy anilines has been described in the literature 1 . The most well known member of this series is N-(4-methoxybenzilidene)-4'-w-butylaniline (MBBA) 2 which melts at ambient temperature. Low melting liquid crystals are of interest as components for mixtures used in display applications. The dialkyl benzilideneanilines which are expected to be even lower melting have not been fully investigated 2 ' 3 . Therefore, these compounds were synthesized and their properties investigated. The synthesis of the intermediates was studied.
Results
The dialkilbenzilidenanilines were prepared from the corresponding 4-w-alkylbenzaldehydes and 4-nalkylanilines.
• H2O
The condensation of the benzaldehydes with the anilines was found in general to proceed faster, and give higher yields, in bulk than in solvents. The reaction occured spontaneously at room temperature without a catalyst and proceeded smoothly at higher temperatures to give almost quantitative yields. This indicates that the equilibrium which usually leads to the instability of the Schiff bases with respect to water is more in favor of the for-mation of the Schiff bases here. The implication is that the dialkylbenzilideneanilines might be more resistant to hydrolysis than the other aromatic Schiff bases. The 4-w-alkylbenzaldehydes were prepared according to RIECHE et al. 4 > 5 .
The 4-w-alkylanilines were prepared according to the following Scheme:
RCHJH^^-NHCOCHJ

H* j HOH
The acylation of acetanilide was described by KUNKEL 6 in 1900 and in more detail by STEIN-
STRÄSSER
and POHL 7 in 1971. These authors mentioned that the Friedel-Crafts reaction gives a good yield only in CS2-However, it was found that the rate of reaction is faster in trichloroethylene (TCE) than in CS2. Fig. 1 shows the conversion of acetanilide to 4-acetaminophenyl-w-pentylketon in CS2 as well as in TCE at different conditions. The yield was determined by gas chromatography of the reaction mixture. The lowest curve refers to the conditions described by STEINSTRÄSSER and POHL 7 giving a yield which is lower than they reported. The yield in both solvents CS2 and TCE increased by increasing the amount of AICI3 (Figs. 2 -f 3) . The linear dependance of the conversion degree of acetanilide, in 1 h reaction time, on the amount of AICI3 is shown in Fig. 3 . However, in TCE excessive amounts of the catalyst (more than 2.5 M) converted a part of the material to a tar. It was also found that in TCE at least 1.8 M AICI3/I M accetanilide was necessary to obtain the ^-acetaminophenyl-n-^ pentylketon, otherwise a product (C18H30O3) melting at 69 °C was formed instead. The yield of the hydrogenolysis and the hydrolysis was almost quantitative so that the total yield was essentially dependant on the yield of the acylation reaction.
The melting and clearing points of the dialkylbenzylideneanilines are given in Table I . A detailed account on the different mesophases shown by these Schiff bases will be given in part A of this Journal.
Experimental
4-A cetaminophenyl-n-alkylketon
The necessary amount of AICI3 (sublimed and powdered) was added portion wise to a stirred suspension of 13.5 g acetanilide (0.1 M) in 150 ml CS2 or trichloroethylene so that the reaction temperature did not exceed 30 °C. The acid chloride was then added through a dropping funnel under stirring and the mixture heated to reflux. Every hour a 5 ml sample was taken, poured over ice and extracted with chloroform after 1/2 hour. The organic phase was washed neutral, dried and analysed by GLC. The GLC analysis was carried out on a OV 25 column (lm) programmed from 150 to 270 °C at a heating rate of 8°/min (N2 40 ml /min). At the end of the reaction time the dark brown solution was poured on ice (CS2 was separated when used as a solvent), extracted with CHCI3 and the organic phase was washed neutral and dried over Na2S04-The solvent was destilled off to get the crystalline product. This was dissolved in ethanol and treated with active charcoal when necessary. A small amount of ether was added to the crystalhne product to form a slurry which was filtered to get the pure ketone. The filtrate contained the unreacted acetanilide together with a small amount of the product. The product can be recrystallised from ethanol.
4-n-Alkylacetanilide
0.2 ml of 2 N H2SO4 was added to a solution of 10 g 4-acetaminophenyl-7i-alkylketone in ethanol and the solution hydrogenated over 1 g 10% Pd/C. The reaction was completed in 1V2 hours. Products obtained from CS2 poisoned the catalyst when contaminated with traces of sulphur compounds and were therefore carefully purified before they were subjected to hydrogenolysis.
4-n-Alkylaniline
10 g 4-w-alkylacetanilide was added to 100 ml 20% HCl and the mixture heated to reflux for 1 hour. The solution was cooled, neutralized and the product extracted with ether. The solvent was driven off and the product destilled under reduced pressure.
